General Information: Reactions were performed in flame-dried glassware under a nitrogen atmosphere. N-Methyl 2-pyrrolidinone (NMP) was distilled from P 2 O 5 and dichloroethane (DCE) was freshly distilled from CaH 2 . Other solvents were dried and purified using activated alumina columns. All other reagents were used as received from commercial sources. Reaction temperatures were controlled by an IKAmag temperature modulator. Thin-layer chromatography (TLC) was performed using E. Merck silica gel 60 F254 precoated plates (0.25mm) and visualized by UV, p-anisaldehyde staining, or ceric ammonium molybdate staining (CAM). ICN Silica gel (particle size 0.032-0.063 mm) was used for flash chromatography.
SM9
Keto-ether SM9. The general procedure outlined above was followed (using 328.0 mg, 1.14 mmol of the corresponding Weinreb amide) to provide keto-ether SM9 (295.1 mg, 1.21 mmol, 84% yield) as a pale yellow oil. Flash chromatographic purification (15:1 hexanes:ethyl acetate eluent). R F 0.38 (3:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 7.95 (d, J = 7.1 Hz, 2H), 7.58 (t, J = 7.1 Hz, 1H), 7.47 (t, J = 7.1 Hz, 2H), 5.34 (t, J = 7.1 Hz, 1H), 4.72 (s, 2H), 4.16 (d, J = 7.14 Hz, 2H), 2.19-2.13 (comp.m, 2H), 1.57-1.54 (comp.m, 3H); 13 C NMR (75 MHz, CDCl 3 ) δ 196. 1, 145.7, 134.5, 132.9, 128.1, 127.4, 116.5, 71.9, 66.3, 36.7, 28.6, 28.1, 27.5, 26.3; IR (neat) 3523, 3385, 2927, 1703, 1699, 1695 
SM10
Keto-ether SM10. The general procedure outlined above was followed (using 2.39 g, 13.84 mmol of the corresponding Weinreb amide) to provide keto-ether SM10
(1.84 g, 9.69 mmol, 70% yield) as a pale yellow oil. Flash chromatographic purification (15:1 hexanes:ethyl acetate eluent). R F 0.45 (3:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 7.95 (d, J = 7.0 Hz, 2H), 7.59 (t, J = 7.3 Hz, 1H), 7.47 (t, J = 7.7 Hz, 2H), 5. 81-5.58 (comp.m, 2H) , 4.75 (s, 2H), 4.23 (d, J = 7.0 Hz, 2H), 1.68 (d, J = 6.2 Hz, 3H); 13 C NMR (75 MHz, CDCl 3 ) δ 196. 1, 134.7, 133.2, 128.9, 128.4, 127.6, 125.7, [C 12 
SM11
Keto-ether SM11. The general procedure outlined above was followed (using 6.23 g, 33 .27 mmol of the corresponding Weinreb amide) to provide keto-ether SM11 (3.50 g, 17.14 mmol, 52% yield) as a yellow oil. Flash chromatographic purification (15:1 hexanes:ethyl acetate eluent). The spectroscopic data were identical to those previously reported. 3 R F 0.34 (9:1 hexanes:ethyl acetate eluent).
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SM12
Keto-ether SM12. The general procedure outlined above was followed (using 426 mg, 1.71 mmol of the corresponding Weinreb amide) to provide keto-ether SM12 (412 mg, 1.55 mmol, 91% yield) as a pale yellow oil. Flash chromatographic purification (15:1 hexanes:ethyl acetate eluent). R F 0.59 (3:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 8.07 (d, J = 7.2 Hz, 2H), 7.59 (t, J = 7.4 Hz, 1H), 7.48 (t, J = 7.7 Hz, 2H), 7. 38-7.25 (comp.m, 5H), 6.58 (d, J = 15.9 Hz, 1H), 6.28 (dt, J = 6.1, 15 .9 Hz, 1H), 4.84 (q, J = 6.9 Hz, 1H), 4.28 (dd, J = 5.8, 12.4 Hz, 1H), 4.14 (dd, J = 6.6, 12.4 Hz, 1H), 1.55 (d, J = 6.9 Hz, 3H); 13 C NMR (75 MHz, CDCl 3 ) δ 200. 7, 136.5, 134.9, 133.5, 133.2, 128.9, 128.7, 128.6, 127.9, 126.6, 125.5, 78.2, 70.6, 19.2; IR (neat) 
SM13
Keto-ether SM13. The general procedure outlined above was followed (using 2.00 g, 8.49 mmol of the corresponding Weinreb amide) to provide keto-ether SM13
(1.10 g, 5.02 mmol, 59% yield) as a yellow oil. Flash chromatographic purification (15:1 hexanes:ethyl acetate eluent). R F 0.51 (3:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 7. 42-7.24 (comp.m, 5H), 6.63 (d, J = 15.9 Hz, 1H), 6.30 (dt, J = 6.0, 15 .9 Hz, 1H), 4.23 (d, J = 6.6 Hz, 2H), 4.21 (s, 2H), 2.78 (sept, J = 7.2 Hz, 1H), 1.12 (d, J = 7.2 Hz, 6H); 13 C NMR (75 MHz, CDCl 3 ) δ 211. 9, 136.4, 133.5, 128.7, 128.0, 126.7, 125.2, 73.5, 72.2, 37.4, 18.4; IR (neat) 
SM14
Keto-ether SM14. The general procedure outlined above was followed (using 5.10 g, 19.96 mmol of the corresponding Weinreb amide) to provide keto-ether SM14 (3.96 g, 14.53 mmol, 73% yield) as a yellow oil. Flash chromatographic purification (15:1 hexanes:ethyl acetate eluent). R F 0.36 (9:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 7.95 (d, J = 7.0 Hz, 2H), 7.59 (t, J = 7.7 Hz, 1H), 7.47 (t, J = 7.7 Hz, 2H), 5.41 (t, J = 7.0 Hz, 1H), 5.09 (t, J = 4.8 Hz, 1H), 4.73 (s, 2H), 4.17 (d, J = 7.0 Hz, 2H), 2.12-2.02 (comp.m, 4H), 1.68 (s, 6H), 1.60 (s, 3H); 13 C NMR (75 MHz, CDCl 3 ) δ 196. 3, 141.4, 134.7, 133.2, 131.4, 128.4, 127.6, 123.6, 119.8, 72.2, 67.5, 39.5, 26.2, 25.6, 17.6, 16.4; IR (neat) 
SM15
Keto-ether SM15. The general procedure outlined above was followed (using 3.82 g, 14.92 mmol of the corresponding Weinreb amide) to provide keto-ether SM15 (2.14 g, 7.86 mmol, 53% yield) as a yellow oil. Flash chromatographic purification 196.4, 141.5, 134.8, 133.3, 131.9, 128.5, 127.8, 123.5, 120.9, 72.5, 67.4, 32.2, 26.7, 25.7, 23.6, 17.7; IR (neat) 
SM16
Keto-ether SM16. The general procedure outlined above was followed (using 197.0, 143.4, 136.2, 134.2, 133.5, 130.7, 128.8, 128.5, 128.4, 127.8, 126.5, 124.9, 121.5, 74.5, 72.1; IR (neat) 3026, 2957 IR (neat) 3026, , 1695 .
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SM17
Keto-ether SM17. The general procedure outlined above was followed (using 1.58 g, 6.71 mmol of the corresponding Weinreb amide) to provide keto-ether SM17 (658.5 mg, 2.70 mmol, 40% yield) as a yellow oil. Flash chromatographic purification 0, 140.0, 136.5, 133.4, 128.9, 128.7, 128.0, 126.7, 125.4, 74.3, 72.2, 26.6, 22.8, 21.9; IR (neat) 
Representative Procedure for Aziridinyl Imine Formation
CAUTION! 1-Amino-2-phenyl-aziridinium acetate is explosive, and proper precautions should be taken whenever it is used (see M ller, Felix, Schreiber, Wintner, and Eschenmoser, Org. Synth. Coll. Vol. 1988, 6, 56) . Aziridinyl Imine 9. A flame-dried flask (100 mL) was equipped with a magnetic stirbar and charged with a solution of ketone SM2 (1.28 g, 5.09 mmol) in 2-propanol (50 mL). Finally, 1-amino-2-phenyl aziridinium hydrochloride (SM18; 1.52 g, 7.83 mmol) was added and the reaction was allowed to stir at room temperature until the starting material had been consumed as shown by TLC (3:1 hexanes:ethyl acetate eluent, usually 4-12 h, depending on substrate). The reaction was quenched with powdered KHCO 3 , and then filtered through celite to remove the base. Removal of solvent under reduced pressure yielded a yellow oil, which was subsequently purified by flash column chromatography (15:1 → 9:1 hexanes:ethyl acetate gradient eluent) to yield α-alloxy aziridinyl imine 9 (1.39 g of the isomer shown (E) and 0.321 g of the (Z) hydrazone isomer for a total yield of 4.65 mmol, 91%) as a yellow oil. R F 0.55 (3:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 7.81-7.78 (m, 2H), 7.41-7.28 (m, 13H), 6 .46 (dt, J = 1.5, 15.9 Hz, 1H), 6.12 (dt, J = 6.0, 15.6 Hz, 1H) 2, 138.2, 136.2, 136.3, 135.9, 132.7, 129.4, 128.3, 128.1, 128.0, 127.5, 127.0, 126.3, 126.1, 125.2, 71.3, 64.2, 45.0, 41.6; IR (neat) Hydrazone 3a. The general procedure outlined above was followed (using 2.14 g, 9.45 mmol of the corresponding keto-ether SM3) to provide 3a (2.81 g, 8.19 mmol, 87% yield) as a yellow oil. Flash chromatographic purification (15:1 → 9:1 hexanes:ethyl acetate gradient eluent). R F 0.74 (9:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 7. 2H), 11H), 2H), 4.88 (d, J = 12.6 Hz, 1H), 4.81 (d, J = 12.6 Hz, 1H), 4.36 (s, 2H), 3.05 (dd, J = 4.9, 7.7 Hz, 1H), 2.65 (d, J = 7.7 Hz, 1H), 2.43 (d, J = 4.7 Hz, 1H); 13 C NMR (75 MHz, CDCl 3 ) δ 166. 3, 138.2, 137.4, 135.8, 129.4, 128.2, 128.1, 128.0, 127.8, 127.5, 127.1, 127.1, 126.1, 72.7, 64.4, 45.0, 41.6; IR (neat) 138.0, 135.2, 129.6, 128.5, 128.4, 128.2, 128.1, 128.0, 128.0, 127.7, 127.4, 126.3, 72.2, 71.7, 45.1, 42.3, 19.9; IR (neat) 3087, 3063, 3031, 1698 IR (neat) 3087, 3063, 3031, , 1604 159.3, 138.6, 136.2, 132.9, 129.7, 129.4, 128.5, 128.3, 127.8, 127.4, 127.3, 126.4, 123.2, 114.0, 71.9, 64.5, 55.5, 45.3, 41.9; IR (neat) 9, 138.4, 137.4, 136.1, 134.6, 129.6, 128.9, 128.4, 128.2, 128.0, 127.5, 127.3, 126.5, 126.3, 77.1, 45.0, 41.7, 15.4; IR (neat) 3059, 3026, 2986 IR (neat) 3059, 3026, , 1603 . 166.7, 138.4, 138.3, 136.3, 136.1, 136.0, 131.9, 131.7, 130.6, 130.6, 129.3, 128.4, 128.3, 128.2, 128.0, 127.6, 127.5, 127.2, 127.1, 126.4, 126.4, 126.1, 77.0, 77.0, 62.8, 44.9, 44.9, 41.8, 41.7, 21.5, 21.5; IR (neat) 6, 136.3, 131.2, 129.5, 128.4, 128.2, 127.4, 127.4, 127.4, 126.3, 72.9, 62.6, 45.1, 42.0, 28.1, 25.4, 19.3 8, 145.6, 138.3, 135.9, 129.4, 128.2, 128.0, 127.1, 127.1, 126.1, 116.9, 66.2, 64.2, 45.0, 41.7, 37.0, 28.8, 28.3, 27.7, 26.6; IR (neat) 3061, 3031, 2927 IR (neat) 3061, 3031, , 1667 3, 138.2, 135.8, 129.3, 128.2, 128.1, 127.9, 127.0, 126.9, 126.0, 126.0, 65.8, 64.3, 44.9, 41.5, 12.9; IR (neat) 3062, 3026, 2986 IR (neat) 3062, 3026, , 1605 .
Hydrazone 21. The general procedure outlined above was followed (using 3.50 g, 17.14 mmol of the corresponding keto-ether SM11) to provide 21 (1.71 g, 5.34 mmol, 31% yield) as a yellow oil. Flash chromatographic purification (15:1 → 9:1 hexanes:ethyl acetate gradient eluent). R F 0.52 (9:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, 8, 138.3, 137.7, 135.9, 129.4, 128.2, 128.0, 127.1, 127.1, 126.1, 120.3, 67.0, 64.3, 45.0, 41.7, 25.8, 17.8; IR (neat) Hz, 3H); 13 C NMR (75 MHz, CDCl 3 ) δ 171. 8, 138.7, 135.2, 132.9, 132.6, 129.5, 128.6, 128.5, 128.2, 128.0, 127.8, 127.7, 127.4, 127.3, 126.6, 126.4, 126.3, 125.7, 72.0, 71.7, 70.2, 45.3, 44.9, 42.3, 20.0, 19.7; IR (neat) 8, 138.9, 136.7, 132.8, 128.6, 128.4, 127.8, 127.2, 126.6, 126.2, 125.7, 72.0, 66.6, 44.4, 41.4, 31.7, 20.6, 20.3; IR (neat) Hydrazone 27. The general procedure outlined above was followed (using 3.96 g, 14.54 mmol of the corresponding keto-ether SM14) to provide 27 (3.06 g, 7.87 mmol, 54% yield) as a yellow oil. Flash chromatographic purification (15:1 → 9:1 hexanes:ethyl acetate gradient eluent). R F 0.47 (9:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, 8, 141.0, 138.3, 135.9, 131.5, 129.4, 128.3, 128.1, 127.2, 127.1, 126.1, 123.8, 120.0, 67.1, 64.3, 45.0, 41.7, 39.6, 26.4, 25.8, 17.8, 16.3; IR (neat) Hydrazone 29. The general procedure outlined above was followed (using 2.14 g, 2, 140.5, 138.2, 135.7, 131.3, 129.2, 128.0, 127.8, 126.9, 126.8, 125.9, 123.6, 121.0, 66.6, 64.1, 44.8, 41.5, 31.8, 26.5, 25.6, 23.3, 17.5; IR (neat) 2, 136.4, 135.5, 133.0, 128.6, 128.5, 128.4, 128.3, 127.6, 127.2, 126.4, 126.1, 125.3, 125.1, 71.5, 64.2, 45.4, 41.9; IR (neat) 5, 138.6, 136.7, 132.6, 131.6, 128.6, 128.4, 127.8, 127.3, 126.6, 126.2, 126.2, 125.7, 72.0, 67.3, 44.3, 41.2, 22.2, 20.6, 17.7; IR (neat) 
Bamford-Stevens Reactions
Representative Procedure for the Rhodium-Catalyzed Bamford-Stevens Reaction 137.0, 135.7, 128.1, 128.1, 127.9, 127.1, 125.6, 106.1, 74.8 3, 158.5, 138.6, 138.6, 134.6, 133.1, 129.7, 129.4, 129.1, 127.9 Aldehyde 18. The general procedure outlined above was followed (using 98. 6, 134.9, 129.4, 129.3, 129.1, 128.6, 127.7, 64.8, 35.8, 26.6, 25.5 134.9, 129.4, 129.0, 127.7, 115.3, 64.7, 38.9, 17.9; IR (neat) 127.9, 126.8, 112.8, 111.0, 69.5, 59.6, 54.3, 42.0, 38.6, 26.4, 19.8, 18.3; IR (neat) 138.5, 130.2, 127.8, 126.8, 114.1, 112.7, 69.7, 61.9, 54.5, 42.0, 39.4, 28.3, 26.3, 19.7; IR (neat) Alcohol 32. A flame-dried sealable schlenk tube (25 mL) was equipped with magnetic stirbar and charged with Rh 2 (OAc) 4 (1.9 mg, 0.0043 mmol) under stream of nitrogen. DCE (4 mL) was added via syringe, followed by addition of 27 (151.9 mg, 0.391 mmol). The tube was then sealed under nitrogen and stirred at 130 °C. The reaction was continued until the starting material had reacted (typically 2 h), and then CH 2 Cl 2 (1 mL) was added to suppress freezing and the mixture was cooled to -40 °C.
DIBAL in hexanes (800 µl of a 1.0 M solution in hexanes, 0.800 mmol) was then added over 0.5 min via syringe. TLC analysis (3:1 hexanes:ethyl acetate eluent) usually showed the reaction to be complete within 20 min for aromatic substituted allyl ethers. Aliphatic substituted allyl ethers were allowed to warm to room temperature in order to completely react. 5% HCl (aq) (15 mL) was then added dropwise to quench the excess reagent and dissolve the aluminates. The layers were separated and the aqueous layer was extracted three times with Et 2 O (5 mL). The organic layers were then combined and dried over 124.5, 113.3, 62.9, 57.9, 41.9, 39.0, 25.8, 22.6, 21.3, 17.7; IR (neat) Alcohol 31. The general procedure outlined above was followed (using 49. 128.5, 128.5, 126.7, 14.3, 66.1, 54.0, 41.3, 19.4; IR (neat) 129.9, 128.0, 124.5, 113.6, 63.1, 57.1, 42.4, 40.0, 25.7, 22.5, 18.5, 17.7; IR (neat) 192.3, 169.2, 137.3, 132.9, 128.6, 127.3, 126.2, 126.1, 125.8, 44.3, 41.7, 26.7, 14.1; IR (neat) Aldehyde 35. The general procedure outlined above was followed (using 47.8 mg, 0.121 mmol of the corresponding hydrazone 34) to provide aldehyde 35 (19.7 mg, 0.075 mmol, 62% yield) as a yellow oil. Flash chromatographic purification (9:1 hexanes:ethyl acetate eluent). R F 0.24 (9:1 hexanes:ethyl acetate eluent); 1 H NMR (300 MHz, CDCl 3 ) δ 9.56 (d, J = 7.7 Hz, 1H), 10H), 7.02 (dd, J = 7.2, 15.7 Hz, 1H), 6.46 (d, J = 15.7 Hz, 1H), 2H), 3.74 (dt, J = 7.4, 7.4 Hz, 1H), 2.78 (dd, J = 7.4, 7.4 Hz, 2H); 13 C NMR (75 MHz, CDCl 3 ) δ 193.9, 160.0, 140.9, 137.2, 132.6, 132.4, 129.0, 128.6, 127.9, 127.4, 127.4, 126.7, 126.2, 49.2, 28.5; IR (neat) was added in order to quench the crude reaction mixture. Et 2 O (3 mL) was then added and the layers were separated. The H 2 O layer was washed three times with Et 2 O (3 mL), the combined organic layers were dried over MgSO 4 , and the solvent was then removed under reduced pressure to afford the secondary alcohol (R F 0.23, 9:1 hexanes:ethyl acetate eluent). The secondary alcohol was then dissolved in CH 2 Cl 2 (1.5 mL) and Dess Martin 
